The title compounds, C 10 H 11 BrO 4 , (I), and C 9 H 9 BrO 4 , (II), are derivatives of bromo-hydroxy-benzoic acids. Compound (II) crystallizes with two independent molecules (A and B) in the asymmetric unit. In both (I) and (II), the O-CH 2 -O-CH 3 side chain is not in its fully extended conformation; the O-C-O-C torsion angle is 67.3 (3) in (I), and À65.8 (3) and À74.1 (3) in molecules A and B, respectively, in compound (II). In the crystal of (I), molecules are linked by C-HÁ Á ÁO hydrogen bonds, forming C (5) 
Chemical context
Ester derivatives of many compounds exhibit a variety of pharmacological properties, such as anticancer, antitumor and antimicrobial activities (Anadu et al., 2006; Bartzatt et al., 2004; Bi et al., 2012) . Salicylic acid and derivatives of salicylic acid are of great biological importance. For example, they are known for their analgesic and anti-inflammatory activities in the treatment of rheumatoid arthritis (Anderson et al., 2014; Hardie, 2013) . They are also known for their use as antibacterial and antimycobacterial agents (Silva et al., 2008) . In view of the above, compounds (I) and (II) were synthesized and we report herein on their crystal structures.
Structural commentary
The molecular structure of compound (I), is illustrated in Fig. 1 . The -O-CH 2 -O-CH 3 side chain is not in its fully extended conformation, with torsion angle O3-C9-O4-C10 being 67.3 (3) . The dihedral angle between the benzene ring and the ester segment (O1/C7/O2/C8) is 14.5 (2) , while the plane through atoms C10/O4/C9 of the methoxymethoxy side chain is inclined to the benzene ring by 82.5 (3) . The molecular structure of compound (II), is illustrated in Fig. 2 . It crystallizes with two independent molecules (A and B) in the asymmetric unit. The conformations of the two molecules differ in the torsion angles of the -O-CH 2 -O-CH 3 side chains and the orientation of the -COO-group with respect to the benzene ring, as shown in the AutoMolFit diagram ( Fig. 3 ; Spek, 2009 ). The -O-CH 2 -O-CH 3 side chains in molecules A and B are not in their fully extended conformation; torsion angle O3A-C8A-O4A-C9A in molecule A is À65. 8 (3) , and torsion angle O3B-C8B-O4B--C9B in molecule B is À74. 1 (3) . The dihedral angle between the benzene ring and the plane through atoms C8A/O4A/C9A of the methoxymethoxy side chain in molecule A is 79.2 (3) , while the corresponding dihedral angle in molecule B, between the benzene ring and plane C9B/O4B/O8B is 67. 1 (3) . This is less than in compound (I) and further, the dihedral angle between the benzene ring and the -COOgroup is 6.6 (4) in A and 9.1 (4) in B; also less than observed in compound (I), viz. 14.5 (2) .
478 Suchetan et al. A view of the molecular structure of compound (I), showing the atom labelling. Displacement ellipsoids are drawn at the 50% probability level.
Figure 2
A view of the molecular structure of compound (II), showing the atom labelling. Displacement ellipsoids are drawn at the 50% probability level. O-HÁ Á ÁO hydrogen bonds are shown as dashed lines (see Table 2 ).
Figure 3
A view of the molecular fit of molecules A (black) and B (red) of compound (II).
Supramolecular features
In the crystal of (I), molecules are linked by structuredirecting C8-H8AÁ Á ÁO1 hydrogen bonds (Table 1 and Fig. 4 ), forming C(5) chains along the b axis. Adjacent chains are linked by short Br1Á Á ÁO4 i contacts [d BrÁ Á ÁO = 3.047 (2) Å ; symmetry code (i): Àx, Ày, Àz + 1] leading to the formation of sheets parallel to plane (100). The sheets are linked by C5-H5Á Á Á interactions (centroid of the benzene ring C1-C6) along the a-axis direction, forming a three-dimensional structure (Table 1 and Fig. 5 ).
In the crystal of (II), molecules A and B are linked via two strong O-HÁ Á ÁO hydrogen bonds, namely, O2A--H2AÁ Á ÁO1B and O2B--H2BÁ Á ÁO1A, forming dimers with an R 2 2 (8) ring motif (Table 2 and Fig. 6 ). Adjacent dimers are linked by C8B-H8B2Á Á ÁÁO3A hydrogen bonds (Table 2) , forming chains along [011] . The chains are linked via slipped parallel -interactions between B molecules [Cg2Á Á ÁCg2 ii distance = 3.6792 (18) Å ; Cg2 is the centroid of ring C1B-C6B;
inter-planar distance = 3.3691 (12) Å ; slippage = 1.477 Å ; symmetry code (ii): Àx, Ày + 2, Àz + 1], and between A and B molecules [Cg1Á Á ÁCg2 iii = 3.8431 (17) Å ; Cg1 is the centroid of the ring C1A-C6A; inter-planar distance = 3.5538 (12) Å ; slippage 1.98 Å ; symmetry code (iii): Àx + 1, Ày + 1, Àz + 1], thus forming slabs lying parallel to the bc plane (Fig. 7) .
Synthesis and crystallization

Synthesis of methyl 4-bromo-2-(methoxymethoxy) benzoate (I)
To a stirred solution of methyl 4-bromo-2-hydroxybenzoate (1.0 g, 4.32 mmol) in dichloromethane (15 ml) (DCM) was added N,N-diisopropylethylamine (1.5 ml, 8.65 mmol) (DIPEA), followed by chloromethyl methyl ether (0.49 ml, 6.49 mmol) (MOM-Cl), at 273 K and the reaction mixture was stirred at room temperature overnight. The reaction mixture was then diluted with water (50 ml) and the organic layer was extracted with ethyl acetate (2 Â 50 ml). The combined organic layers were washed successively with water, brine, dried over anhydrous magnesium sulfate (MgSO 4 ), filtered and the filtrate was concentrated under reduced pressure. The crude product was purified by column chromatography using ethyl acetate:hexane (1:9) as eluent to afford (I) as an off-white coloured solid (yield: 0.851g, 71.4%; m.p.: 353 K). A view along the b axis of the crystal packing of compound (I). C-HÁ Á ÁO and BrÁ Á ÁO interactions are shown as dashed lines (see Table 1 ). H atoms not involved in these interactions have been omitted for clarity.
Table 2
Hydrogen-bond geometry (Å , ) for (II). 
Figure 4
A view along the a axis of the crystal packing of compound (I). C-HÁ Á ÁO and BrÁ Á ÁO interactions are shown as dashed lines (see Table 1 ). H atoms not involved in these interactions have been omitted for clarity. Table 1 Hydrogen-bond geometry (Å , ) for (I).
Cg1 is the centroid of the C1-C6 benzene ring. A mixture of methyl 4-bromo-3-(methoxymethoxy) benzoate (1 g, 3.63 mmol), 10% aqueous potassium hydroxide (0.61 g, 3.0 mmol), tetrahydrofuran (5 ml) and methanol (20 ml) was stirred at room temperature for 2 h. The mixture was then concentrated to remove organic solvents and the aqueous layer was acidified with 6 N hydrochloric acid. The precipitated solid was filtered, dried under vacuum to afford (II) as a white solid (yield: 0.86g, 91%; m.p.: 433 K). Single crystals of compounds (I) and (II), suitable for X-ray diffraction studies, were obtained by solvent evaporation using methanol:chloroform (2:1) as the solvent mixture.
Refinement details
Crystal data, data collection and structure refinement details are summarized in Table 3 A partial view along the a axis of the crystal packing of compound (II). O-HÁ Á ÁO and C--HÁ Á ÁO hydrogen bonds are shown as dashed lines (see Table 2 ). H atoms not involved in these interactions have been omitted for clarity.
Figure 7
A view of the -stacking observed in the crystal of (II); molecule A green, molecule B blue. (II) were located in a difference Fourier map and refined with a distance restraint: O-H = 0.84 (5) Å . The C-bound H atoms in (I) and (II) were positioned with idealized geometry and refined using a riding model: C-H = 0.95-0.99 Å , with U iso (H) = 1.5U eq (C-methyl) and 1.2U eq (C) for other H atoms.
In the final cycles of refinement reflection (0 0 2) in (I) and reflections (4 1 0), (6 À 4 6), (5 À 5 7), (4 2 0) and (0 À 1 6) in (II) were omitted due to large differences in F For both compounds, data collection: APEX2 (Bruker, 2009 ); cell refinement: APEX2 and SAINT-Plus (Bruker, 2009 ); data reduction: SAINT-Plus and XPREP (Bruker, 2009 ). Program(s) used to solve structure: SHELXS97 (Sheldrick, 2008) for (I); SHELXS97 (Sheldrick, 20008) for (II). For both compounds, program(s) used to refine structure: SHELXL97 (Sheldrick, 2008) . Molecular graphics: Mercury (Macrae et al., 2008) and PLATON (Spek, 2009 ) for (I); Mercury (Macrae et al., 2008) for (II). Software used to prepare material for publication: SHELXL97 (Sheldrick, 2008) and PLATON (Spek, 2009 ) for (I); SHELXL97 (Sheldrick, 2008) for (II).
(I) Methyl 4-bromo-2-(methoxymethoxy)benzoate
Crystal data Special details Geometry. All s.u.'s (except the s.u. in the dihedral angle between two l.s. planes) are estimated using the full covariance matrix. The cell s.u.'s are taken into account individually in the estimation of s.u.'s in distances, angles and torsion angles; correlations between s.u.'s in cell parameters are only used when they are defined by crystal symmetry. 
Hydrogen-bond geometry (Å, º)
Cg1 is the centroid of the C1-C6 benzene ring. Special details Geometry. All s.u.'s (except the s.u. in the dihedral angle between two l.s. planes) are estimated using the full covariance matrix. The cell s.u.'s are taken into account individually in the estimation of s.u.'s in distances, angles and torsion angles; correlations between s.u.'s in cell parameters are only used when they are defined by crystal symmetry. 
